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GraphiteStore.com) to the coiled wire platform. Finally, the tip of the electrode was sealed with the organic solvent-resistant, electrically insulating, two-part epoxy Loctite Hysol 9460. A platinum wire in a fritted (Vycor) glass tube served as the counter electrode.
Ag + /Ag was used as a quasi-reference electrode, and the ferricenium/ferrocene couple (Cp 2 Fe + /Cp 2 Fe) served as an external reference.
Measurements were performed at room temperature in THF solutions with 0.1 M Oxidation was conducted at -0.15 V vs. Cp 2 Fe + /Cp 2 Fe using a platinum flag working electrode, Ag + /Ag reference electrode, and a fritted (Vycor) platinum wire counter electrode. A quartz cuvette with 1 mm path length was used for absorbance measurements.
Photochemical Methods
UV-visible absorption measurements were carried out using a Cary 50 UV-Vis spectrophotometer in 1 cm pathlength quartz cuvettes. Steady-state and time-resolved spectroscopic measurements were carried out in the Beckman Institute Laser Resource
Center (California Institute of Technology). Emission spectra were recorded on a Jobin
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Yvon Spec Fluorolog-3-11. Sample excitation was achieved via a xenon arc lamp with wavelength selection provided by a monochromator. Right angle emission was sorted using a monochromator and detected with a Hamamatsu R928P photomultiplier tube with photon counting.
For time-resolved measurements, laser excitation was provided by pulses of 8 ns duration from a Q-switched Nd:YAG laser (Spectra-Physics Quanta-Ray PRO-Series)
operating at 10 Hz. The third harmonic was used to pump an optical parametric oscillator (OPO, Spectra-Physics Quanta-Ray MOPO-700) tunable in the visible region to provide laser pulses at 488 nm. Probe light for transient absorption kinetics measurements was provided by a 75-W arc lamp (PTI Model A 1010) that could be operated in continuous wave or pulsed modes. After passing through the sample collinearly with the laser beam, scattered excitation light was rejected by suitable long pass and short pass filters, and probe wavelengths were selected for detection by a double monochromator (Instruments SA DH-10) with 1 mm slits. Transmitted light was detected with a photomultiplier tube (PMT, Hamamatsu R928). The PMT current was amplified and recorded with a GageScope transient digitizer. The data were converted to units of !OD (!OD = −log 10 (I/I 0 ), where I is the time-resolved probe-light intensity with laser excitation, and I 0 is the intensity without excitation). Samples measured on microsecond timescale's or faster were stirred continuously and measured using a laser repetition rate of 10 Hz, while samples measured on millisecond timescale's were measured using a laser repetition rate of 10 Hz (10 shots per cycle), stirred for 1 s after each cycle, then allowed to sit until the solution settled (2 s) before the next laser pulse.
Data were averaged over approximately 100 shots. All instruments and electronics in these systems were controlled by software written in LabVIEW (National Instruments).
Data manipulation was performed with MATLAB R2008a (Mathworks, Inc. The timing synchronization of the laser fire, flashlamp fire, and photodiode array readout were controlled by a series of timing circuits triggered by either a Q-switch advance logic pulse for nanosecond, or a laser lamp sync pulse for microsecond, lamp measurements. The photodiode readout was interfaced with a PC via a National
Instruments multifunction input/outpur card. Measurements were made with and without excitation, corrected for dark readout, and corrected for fluorescence when necessary. Difference spectra were averaged over approximately 160 shots. All instruments and electronics in these systems were controlled by software written in LabVIEW (National Instruments).
Synthesis of N-Formyl-2,6-diisopropylaniline
N-Formyl-2,6-diisopropylaniline was prepared by a modification of a literature method. 4 A solution of 2,6-diisopropylaniline (10 mL, 53.0 mmol) in toluene (ca. 170 mL) was treated with formic acid (30 mL, 795.1 mmol). The resulting mixture was refluxed in a Dean-Stark apparatus for three hours, at which point additional formic acid (11 mL, 291.5 mmol) was added. After 1 hour of further refluxing (4 hours total), the reaction mixture was allowed to cool to room temperature, and was evaporated in vacuo to give a white powder, which was then washed with Et 2 O (ca. 20 mL) and dried in vacuo giving N-formyl-2,6-diisopropylaniline (10.05 g, 92% 
Synthesis of 2,6-diisopropylphenylisocyanide (IphNC)
2,6-diisopropylphenylisocyanide was prepared by a modification of a literature method. 4 A colorless solution of N-formyl-2,6-diisopropylaniline (2.00 g, 9.74 mmol) in CH 2 Cl 2 (ca. 100 mL) was treated with diisopropylamine (4.75 mL, 33.90 mmol), which was then cooled to 0 °C using an ice-water bath. The solution was treated in a dropwise manner with phosphorus(V) oxychloride (1.12 mL, 11.96 mmol) over a period of 20 minutes. The mixture was allowed to warm to room temperature, and stirred at room temperature for 2 hours. At this point, an aqueous solution of Na 2 CO 3 (1.5 M, 100 mL, 150 mmol) was added, and the resulting biphasic mixture was allowed to stir for 20 hours. The mixture was diluted with H 2 O (ca. 50 mL), and the organic and aqueous layers were separated, and the latter was extracted with CH 2 Cl 2 (100 mL). The combined organic extracts were dried with Na 2 SO 4 , and filtered over 50 mL of silica gel.
The silica gel was extracted with CH 2 Cl 2 (ca. 100 mL), and the combined filtrates were evaporated in vacuo giving 2,6-diisopropylphenylisocyanide as a pale yellow oil ( The extinction coefficients for W(CNXy) 6 and W(CNIph) 6 were determined in THF solutions, using pure THF as the background. 
Extinction Coefficients for W(
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Low Temperature Emission of W(CNIph) 6 :
The low temperature emission spectrum of W(CNIph) 6 was obtained in a glass formed in 2-MeTHF at 77 K. 
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Stern-Volmer Analyses:
Anthracene quenching of *W(CNIph) 6 
in THF.
Anthracene (43.3 mg, 0.243 mmol) was dissolved in THF (2 mL, 122 mM). 50 µL of the 122 mM solution was diluted with THF to a total volume of 1.05 mL to give an anthracene concentration of 5.78 mM (solution A). This solution was added to THF solutions containing W(CNIph) 6 (ca. 3 µM) as described in the table below. The back electron transfer kinetics, as analyzed above, give a second-order rate constant of ca. Assume that ΔOD is dominated by tungsten compounds at 460 nm as the extinction coefficeints for cobaltocene and cobalticenium are small (< 500 M -1 cm -1 ).
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Fitting equations:
[W] 0 = 4.2 µM 
